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Synthesis of Arsenopyrite-Type Rhodium Pernitride RhN2 from a
Single-Source Azide Precursor
Maxim Bykov,*[a,b] Kirill V. Yusenko,[c] Elena Bykova,[a] Anna Pakhomova,[d] Werner Kraus,[c]
Natalia Dubrovinskaia,[e] and Leonid Dubrovinsky[a]
Abstract: Nitrogen-rich noble metal nitrides possess unique
mechanical and catalytic properties, therefore their synthesis
and characterization is of interest for fundamental solid state
chemistry and materials science. In this study we have synthe-
sized a novel single-source precursor [Rh(NH3)6]3(N3)5Cl4 (Rh/N
ratio 1:11). Its controlled decomposition in a laser-heated dia-
Introduction
Dinitrides of transition metals attract much attention due to
their exceptional mechanical properties such as low compressi-
bility and high hardness (the bulk modulus K0 = 428 GPa for
IrN2 and ReN2).[1,2] Synthesis of such dinitrides requires very
high pressure above 40–50 GPa and a simple synthetic route,
which was actively exploited in the recent years, is a direct reac-
tion between a metal and nitrogen in a laser-heated diamond
anvil cell (LHDAC). This method was successfully used for the
synthesis of transition metal dinitrides (PtN2,[3] PdN2,[4] IrN2,[1]
OsN2,[1] TiN2,[5] RhN2,[6] RuN2,[7] CoN2,[8] CuN2,[9] FeN2,[10]
CrN2[11]), polynitrides (FeN4,[10,12] ReN8·N2[13]), and alkali metal
pentazolates (LiN5,[14] CsN5[15]). To scale up the production the
synthesis should be carried out in a large-volume apparatus.
However, a direct reaction between a metal and nitrogen can-
not provide sufficient quantities of target nitrides since the
amount of gaseous nitrogen that could be sealed in a capsule
is too low. Therefore, use of a solid nitrogen sources turned to
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mond anvil cell at 39 GPa resulted in a formation of rhodium
pernitride RhN2. According to the results of single-crystal X-
ray diffraction RhN2 has arsenopyrite structure type previously
unknown for this compound [P21/c (no. 14), a = 4.694(3), b =
4.7100(6), c = 4.7198(7) Å,  =109.83(3) ° at 39 GPa].
be a reasonable solution. High-pressure solid-state metathesis
reactions between an oxidized metal precursor and a nitride
enabled the synthesis of a number of new nitride phases,[16–20]
although they have not led yet to the synthesis of highly de-
sired polynitrides.
While single-source precursors are widely used to access
nitrides of the early transition metals by chemical vapour depo-
sition processes,[21] examples of applying the same approach in
high pressure synthesis are less common. Recently Salamat et
al.[22] demonstrated that the product of the ammonolysis of
Ta(NMe2)5 [pentakis(dimethylamido)tantalum] – [Ta(μ-NH)a-
(NH2)b(NMe2)c]n can be used for the synthesis of novel Ta3N5
polymorphs in a LHDAC.[22] So far no single-source precursors
have been reported for the synthesis of platinum-group metal
dinitrides. One of the most promising single-source precursors
for such synthesis could be a metal azide. Azides contain suffi-
cient amount of nitrogen, N/M ≥ 3, and this nitrogen is already
activated, i.e. the activation barrier for the reaction is usually
lower than in the reaction with triply bound N2 molecule. Fur-
thermore, the reaction mixture is much more homogeneous in
comparison with metal/nitrogen reactions. Schnick et al. suc-
cessfully used controlled decomposition of azides to obtain dia-
zenides BaN2, SrN2 and CaN2, as well as Li2N2 in a large-volume
press.[23,24] Transition metals azides and azide-coordinated tran-
sition metals salts, such as trans-[Pt(NH3)2(N3)2] (N/Pt = 8)[25]
or (NH4)2[Pt(N3)6] (N/Pt = 20)[26] might be considered as ideal
candidates for nitrogen-rich precursors. However, such com-
pounds are difficult in preparation, extremely unstable and can
be dangerous. Their loading in DACs may result in uncontrolla-
ble explosive decomposition upon compression or even before
closing the cell. Alternatively, coordination compounds
with N3– as anion are typically not explosive and can be easily
prepared from appropriate chlorides by anion exchange.
In the current communication, we report the synthesis of
nitrogen-rich single-source azide precursor [Rh(NH3)6]3(N3)5Cl4,
with N/Rh ratio = 11. The controlled decomposition of
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[Rh(NH3)6]3(N3)5Cl4 at high pressures in LHDAC results in a for-
mation of rhodium pernitride RhN2 which crystal structure was
characterized by means of synchrotron single-crystal X-ray dif-
fraction. Contrary to previous studies based on powder diffrac-
tion data and suggesting marcasite-type structure for RhN2, we
demonstrate that RhN2 has an arsenopyrite structure type.
Results and Discussion
Coordinated ammonia is an effective agent to reduce noble
metals in coordination compounds. In solid state, ammonia-
containing coordination species decompose at relatively low
temperatures (below 500–600 °C) without any additional reduc-
ing agents such as gaseous hydrogen. For example, in an argon
or nitrogen flow at ambient pressure, [Rh(NH3)5Cl]Cl2 decom-
poses with formation of Rh powder [Equation (1)]:[28]
[Rh(NH3)5Cl]Cl2 → Rh + 0.5N2 + 3NH4Cl + NH3 (1)
Polymetallic coordination compounds also decompose at
low temperatures in inert atmosphere that leads to formation
of nanostructured multicomponent refractory alloys.[29–31] Such
compounds can be considered as perspective single-source
precursors for the synthesis of multicomponent alloys, like in
case of [Pd(NH3)4][PtCl6] [Equation (2)]:[29]
[Pd(NH3)4][PtCl6] → 2Pd0.5Pt0.5 + N2 + 2NH4Cl + 4HCl (2)
Thermal decomposition of a large selection of nitrogen-
containing coordination compounds has been investigated at
ambient pressure. However, to the best of our knowledge there
is only one example of the formation of noble metal nitrides
without addition of an extra amount of nitrogen (in form of
molecular nitrogen or ammonia). So, (NH4)2ReF6 decomposes in
the argon flow above 300 °C with formation of ReNF. Above
900 °C the ReNF partially degrades further with formation of
Re3N.[32]
In this study we have tested whether ammine complexes of
noble metals, in which anions are substituted by azides, may
serve as single-source precursors to polynitrides. First, we have
synthesized hexaamminerhodium(III) chloride [Rh(NH3)6]Cl3 fol-
lowing the procedure described in the literature.[33] Further
crystallization of [Rh(NH3)6]Cl3 with an excess of NaN3 did not
give the expected Cl-free [Rh(NH3)6](N3)3 salt; instead a new
compound with a composition [Rh(NH3)6]3Cl4(N3)5 was ob-
tained. Its crystal structure (Figure 1a) can be described as a
fcc-like ABC packing arrangement of [Rh(NH3)6]3+ octahedra
along the [-110] crystallographic direction. All octahedral sites
are occupied by linear N3– anions. Cl– anions and N3– anions
occupy 2/3 and 1/3 of the tetrahedral sites respectively. The
crystal structure is similar to that of the parent compound
[Rh(NH3)6]Cl3, in which all interstitial sites of the hexagonal
close packing of [Rh(NH3)6]3+ ions are occupied by Cl– an-
ions.[33]
Heating of [Rh(NH3)6]3Cl4(N3)5 at pressure about 39 GPa and
1600 K in a diamond anvil cell resulted in formation of multiple
grains of a new phase as evidenced by a rich spotty diffraction
pattern (Figure 2a). Some of these grains give diffraction pat-
tern suitable for single-crystal XRD analysis. The methodology
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Figure 1. (a) The crystal structures of the precursor [Rh(NH3)6]3Cl4(N3)5 at am-
bient pressure with (–110) plane shown in purple. Hydrogen atoms are not
shown. Cl and N atoms are shown in green and blue respectively. Rh(NH3)6
octahedra are shown in orange. (b) The crystal structure of RhN2 at 39.3 GPa.
(c) Fragment of the crystal structure of RhN2 at 39 GPa showing the dimeriza-
tion along a + c. Short Rh···Rh distance in RhN2 is comparable to the shortest
Rh···Rh distance in a Rh metal at 39 GPa (2.55 Å in RhN2 vs. 2.59 Å in Rh).[27]
of the analysis of such patterns is described in detail in a num-
ber of our earlier publications.[2,10,13,34] We were able to find the
orientation matrices of several grains of the new phase. The
first indexing resulted in the orthorhombic lattice parameters
(a = 3.8540, b = 4.7106, c = 2.7068 Å) characteristic for marcasite
type structure of rhodium pernitride RhN2.[6,35] However, the
detailed analysis of the diffraction pattern revealed several extra
features that had to be explained. In particular, we observed
that some of the reflections are split (Figure 2 b–d). It is a clear
indication that the symmetry of the crystal cannot be ac-
counted by orthorhombic lattice. Indeed, we found a number
of reflections that do not match the unit cell of marcasite-type
structure (Figure 2e–h). Instead, successful indexing was
achieved with the monoclinic unit cell of the arsenopyrite-type
structure [a = 4.694(3), b = 4.7100(6), c = 4.7198(7) Å,  =
109.83(3)°]. Structure solution and refinement resulted in good
agreement factors (R1 = 0.0556, wR2 = 0.0645) for the arseno-
pyrite-type structure model (Table 1). To rule out the influence
of Cl or H present in the single-source precursor on the crystal
structure of RhN2, we have performed the synthesis of RhN2
from elements at 51.7 GPa. The powder diffraction pattern (Fig-
ure 2i) clearly demonstrates that RhN2 crystallizes in the arseno-
pyrite-type structure independently of the synthetic method.
The arsenopyrite structure can be obtained from the marca-
site structure through a cell-doubling distortion, at which the
cations in the chains parallel to c-axis have alternative short and
long separations (Figure 1c). The basis vectors of the marcasite
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Figure 2. (a) A fragment of a typical X-ray diffraction still image of the sample
after laser-heating. Most of single-crystal diffraction peaks are well separated
from each other. (b-d) Certain diffraction reflections of RhN2 are split in the
radial direction at 39.3 GPa. They are well indexed for the arsenopyrite-type
lattice, but would have been single peaks for the marcasite-type lattice with
the indices denoted by m. Yellow dashed lines indicate circumferential direc-
tions. (e) The single “arsenopyrite” (011) reflection observed in the diffraction
pattern, which would have to be absent for the marcasite-type structure. “a”
stands for arsenopyrite type lattice (f–h) Reciprocal space views of the diffrac-
tion pattern projected along a*, b* and c* axes and superimposed by the
orthorhombic lattice with the parameters a = 3.8540, b = 4.7106, c =
2.7068 Å, corresponding to the marcasite-type structure. As seen, this lattice
does not describe all of the diffraction peaks. (i) Experimental powder diffrac-
tion pattern of RhN2 synthesized from elements at 51.7 GPa [λ = 0.4853 Å,
lattice parameters a = 4.6664(5), b = 4.6751(3), c = 4.6570(4),  = 110.88(1)°].
(j) Simulated powder diffraction patterns for marcasite-type (m-RhN2, red
line) and arsenopyrite-type (a-RhN2, blue line) structures (λ = 0.4853 Å).
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Table 1. Selected crystal structure details of RhN2 at 39.3 GPa. Full crystallo-
graphic information is given in the supplementary cif file.
Idealized Chemical formula RhN2
Pressure, GPa 39.3
Space group P21/c




No. of measured / independent 485/199
reflections
Rint 0.0725
Final R indexes [I ≥ 3σ (I)] R1 = 0.0556, wR2 = 0.0645
Final R indexes [all data] R1 = 0.0820, wR2 = 0.0682
No. of parameters 19
Rh [0.2396(8), 0.0001(4), 0.2307(4)]
N1 [0.185(10), –0.406(3), 0.299(4)]
N2 [0.304(10), –0.588(3), 0.165(4)]
structure am, bm, cm correspond to aa/2-ca/2, ba, aa/2 + ca/2 of
the arsenopyrite structure, respectively.[36] The angle between
the [101̄] and [101] directions of the arsenopyrite-type RhN2
may be used as a measure of the structure distortion. The
deviation of this angle from the corresponding angle in the
marcasite structure (90°) decreases with the pressure increase
from 0.34(4)° at 39.3 GPa to 0.12(4)° at 51.7 GPa that is in agree-
ment with the theoretical studies of Yu et al.[36] Arsenopyrite
structure type is typical for dipnictides of group 9 metals MX2
(M = Co, Rh, Ir; X = P, As, Sb).[37] Our result disagree with works
of Niwa et al.,[6,35] who reported a marcasite-type structure for
RhN2 on the basis of high-pressure powder X-ray diffraction. We
should note, that it is rather challenging to recognize the peak
splitting in a high-pressure powder diffraction pattern (Fig-
ure 2j), as the high-angle peaks are too weak to be clearly re-
solved. Moreover, a few additional weak peaks characteristic for
arsenopyrite-type structure in the low-2θ region could overlap
with the peaks of ε-N2 (pressure medium and reagent in Ref.[6]).
Our single crystal and powder X-ray diffraction data unambigu-
ously prove the existence of RhN2 with the arsenopyrite type
structure, but we cannot exclude a possibility that other RhN2
polymorphs exist at approximately the same PT conditions. The
theoretical studies of Hernández et al.,[38] for example, suggest
that the calculated energy difference between the RhN2 phases
with the relaxed marcasite and arsenopyrite structures at at-
mospheric pressure is very small (only +0.038 eV per formula
unit).
Conclusions
The advantage of the single-source precursor approach is that
the precursors may be available in large quantities and can be
used in large-volume press syntheses. Furthermore, the reaction
with activated in statu nascendi generated nitrogen might lead
to lowering of the pressure required for the synthesis of meta-
stable polynitrides.[39] A single-source precursor has a definite
N/M ratio. Compared to the synthesis in a LHDAC where a metal
piece is surrounded by a nitrogen fluid, the decomposition of
a single-source precursor has many advantages, because inho-
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mogeneity of the system in a LHDAC more likely leads to forma-
tion of a mixture of nitride phases.
On the example of RhN2 we have shown that platinum-
group metal pernitrides can be synthesized from a single-
source azide precursors. High-quality single-crystal X-ray diffrac-
tion data enabled to determine the crystal structure of RhN2,
which belongs to arsenopyrite structure type similarly to many
other dipnictides of group 9 metals. The developed technique
may give access to the relatively simple and reproducible syn-
thesis of nitrogen-rich compounds of refractory metals, such as
Ir, Pt, and Os.
Experimental Section
Synthesis of the Precursor
Chloropentaminerhodium(III) Chloride: {Claus Salt, [Rh(NH3)5Cl]-
Cl2} has been prepared according to our previously published pro-
tocol [Equation (3)]:[28]
“RhCl3” + 5NH3 → [Rh(NH3)5Cl]Cl2 (3)
Briefly, 1 g of RhCl3·xH2O powder (38–41 wt.-% Rh, ABCR GmbH &
Co. KG, Karlsruhe, Germany) was dissolved in 10 mL of concentrated
HCl and heated for 30 minutes. After complete dissolution, 10–
20 mg of solid N2H6Cl2 (catalytic amount) was added together with
20 mL of hot ammonia buffer with pH = 8.2. Immediately, solution
turned to slight yellow colour with a formation of a precipitate of
[Rh(NH3)5Cl]Cl2 {precipitate might also contain minor quantities of
Rh, [Rh(NH3)3Cl3] and [Rh(NH3)4Cl2]Cl}. The precipitate was filtered
through a glass filter and washed from [Rh(NH3)4Cl2]Cl with hot
water solution of HCl (2:1). Further, [Rh(NH3)5Cl]Cl2 was dissolved in
hot water {insoluble Rh and [Rh(NH3)3Cl3] are left on the filter} and
recrystallized by addition of an equal volume of 10 wt.-% water
solution of HCl. After 2–3 hours, light yellow crystals of
[Rh(NH3)5Cl]Cl2 were filtered and washed with ethanol, pentane and
dried in air. Typical yield was 70–75 %. Phase identity was proved
using powder X-ray diffraction.
Hexaaminerhodium(III) Chloride: [Rh(NH3)6]Cl3 has been pre-
pared according to modified procedure published in [Equa-
tion (4)]:[33]
[Rh(NH3)5Cl]Cl2 + NH3 → [Rh(NH3)6]Cl3 (4)
4 mL of 25 wt.-% water NH3 solution was added to 0.2 g (0.7 mmol)
of [Rh(NH3)5Cl]Cl2 powder in a 10 mL Teflon vial. Reaction mixture
was closed in a steel autoclave (Parr Instr. Co., Molin, Ill, USA) and
heated at 150 °C during 100 h. After natural cooling, reaction mix-
ture was washed with water and evaporated on air during several
days. Dry colourless powder contains pure [Rh(NH3)6]Cl3 (according
to powder X-ray diffraction). The procedure is quite general, any
other rhodium(III) ammines as well as rhodium(III) chloride can be
used to prepare [Rh(NH3)6]Cl3 with quantitative yield.
Hexaaminerhodium(III) Azide Chloride: [Rh(NH3)6]3Cl4(N3)5 was
crystallized from water solution. 5 mg of [Rh(NH3)6]Cl3 and 5–10 mg
of NaN3 (Sigma Aldrich) powders were dissolved in 1 mL of distilled
water and evaporated during 2 weeks. Colourless 0.1 mm crystals
were collected from solution. Salt is stable under mechanical im-
pact.
The X-ray diffraction study of single crystals was performed on an
automated Bruker APEX 2 CCD diffractometer (Mo-Kα radiation,
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graphite monochromator, two-dimensional CCD detector) at 150 K.
The structure was refined in the anisotropic approximation.
Hydrogen atoms were set geometrically. All calculations were per-
formed using SHELXTL software.[40] In the final full-matrix refine-
ment of 109 structural parameters total number of reflexes was
used 2246 the divergence factors were: Rall = 8.14 %, wRref =
19.52 %; for 2097 reflections with I ≥ 2σ(I) Rgt = 7.71 %, wRgt =
19.20 %, S factor against F2 was 1.073. X-ray crystallographic data
have been deposited with ICSD under No. 1905388.
High-Pressure Synthesis and Diffraction: A single crystal of
hexaaminerhodium(III) azide chloride [Rh(NH3)6]3Cl4(N3)5 was
placed inside sample chamber in a diamond anvil cell (Re gasket,
initial thickness 40 μm, diameter 150 μm) along with a ruby chip
that served as an internal pressure standard (Figure 3).[41] A piece
of gold was placed at the edge of the crystal and served for initial
coupling of the laser radiation. Neon was used as a pressure-trans-
mitting medium. The sample was compressed to a pressure of
39 GPa and laser-heated up to 1600(200) K with the double-sided
laser-heating system of the Extreme Conditions Beamline P02.2 at
Petra III (Hamburg, Germany).[42]
Figure 3. A microscope image of the sample chamber at ambient pressure.
Hole diameter is 150 μm.
For the synthesis of RhN2 from elements, Rh powder was loaded in
a diamond anvil cell, while nitrogen served as a reagent and as a
pressure-transmitting medium. The laser-heating was performed at
1500(200) K and 51.7 GPa.
Single-crystal X-ray diffraction dataset was collected at the P02.2
beamline (λ = 0.29 Å, beam size ≈ 2 × 2 μm2) upon a rotation of
the diamond anvil cell around the vertical ω axis with an angular
step Δω = 0.5° and an exposure time of 1 s. Diffracted intensities
were collected by a PerkinElmer XRD1621 detector. To calibrate an
instrumental model i.e., the sample-to-detector distance, detector's
origin, offsets of goniometer angles, and rotation of both X-ray
beam and the detector around the instrument axis, we used a sin-
gle crystal of orthoenstatite [(Mg1.93Fe0.06)(Si1.93, Al0.06)O6, Pbca
space group, a = 8.8117(2), b = 5.18320(10), and c = 18.2391(3) Å].
For analysis of the single-crystal diffraction data (indexing, data in-
tegration, frame scaling and absorption correction) we used the
CrysAlisPro software package (version 171.39.46). The structure was
solved with the ShelXT structure solution program[43] using intrinsic
phasing and refined with the Jana 2006 program.[44] CSD-1908892
contains the supplementary crystallographic data for this paper.
Further details of the crystal structure investigation(s) may be ob-
tained from Fachinformationszentrum Karlsruhe, 76344 Eggen-
stein-Leopoldshafen, Germany (fax: +49-7247-808-666; e-mail:




M. B. thanks the Deutsche Forschungsgemeinschaft (DFG
project BY112/1-1). N. D. and L. D. thank the Federal Ministry of
Education and Research, Germany (BMBF, grant no. 5K16WC1)
and the Deutsche Forschungsgemeinschaft (DFG projects DU
954-11/1, DU 393-9/2, and DU 393-13/1) for financial support.
Parts of this research were carried out at the Extreme Condi-
tions Beamline (P02.2) at DESY, a member of Helmholtz Associa-
tion (HGF).
Keywords: Nitrides · Pernitrides · Polynitrides · High-
pressure
[1] A. F. Young, C. Sanloup, E. Gregoryanz, S. Scandolo, R. J. Hemley, H. Mao,
Phys. Rev. Lett. 2006, 96, 155501.
[2] M. Bykov, S. Chariton, H. Fei, T. Fedotenko, G. Aprilis, A. V. Ponomareva,
F. Tasnádi, I. A. Abrikosov, B. Merle, P. Feldner, et al., Nat. Commun. 2019,
10, 2994.
[3] J. C. Crowhurst, A. F. Goncharov, B. Sadigh, C. L. Evans, P. G. Morral, J. L.
Ferreira, A. J. Nelson, Science 2006, 311, 1275–1278.
[4] J. C. Crowhurst, A. F. Goncharov, B. Sadigh, J. M. Zaug, D. Aberg, Y. Meng,
V. B. Prakapenka, J. Mater. Res. 2008, 23, 1–5.
[5] V. S. Bhadram, D. Y. Kim, T. A. Strobel, Chem. Mater. 2016, 28, 1616–1620.
[6] K. Niwa, D. Dzivenko, K. Suzuki, R. Riedel, I. Troyan, M. Eremets, M. Hase-
gawa, Inorg. Chem. 2014, 53, 697–699.
[7] K. Niwa, K. Suzuki, S. Muto, K. Tatsumi, K. Soda, T. Kikegawa, M. Hase-
gawa, Chem. Eur. J. 2014, 20, 13885–13888.
[8] K. Niwa, T. Terabe, D. Kato, S. Takayama, M. Kato, K. Soda, M. Hasegawa,
Inorg. Chem. 2017, 56, 6410–6418.
[9] J. Binns, M. E. Donnelly, M. Pena-Alvarez, M. Wang, E. Gregoryanz, A.
Hermann, P. Dalladay-Simpson, R. T. Howie, J. Phys. Chem. Lett. 2019, 10,
1109–1114.
[10] M. Bykov, E. Bykova, G. Aprilis, K. Glazyrin, E. Koemets, I. Chuvashova, I.
Kupenko, C. McCammon, M. Mezouar, V. Prakapenka, et al., Nat. Com-
mun. 2018, 9, 2756.
[11] K. Niwa, T. Yamamoto, T. Sasaki, M. Hasegawa, Phys. Rev. Mater. 2019, 3,
053601.
[12] M. Bykov, S. Khandarkhaeva, T. Fedotenko, P. Sedmak, N. Dubrovinskaia,
L. Dubrovinsky, Acta Crystallogr., Sect. E Crystallogr. Commun. 2018, 74,
1392–1395.
[13] M. Bykov, E. Bykova, E. Koemets, T. Fedotenko, G. Aprilis, K. Glazyrin, H.-
P. Liermann, A. V. Ponomareva, J. Tidholm, F. Tasnádi, et al., Angew. Chem.
Int. Ed. 2018, 57, 9048–9053; Angew. Chem. 2018, 130, 9186.
[14] F. Peng, Y. Yao, H. Liu, Y. Ma, J. Phys. Chem. Lett. 2015, 6, 2363–2366.
[15] B. A. Steele, E. Stavrou, J. C. Crowhurst, J. M. Zaug, V. B. Prakapenka, I. I.
Oleynik, Chem. Mater. 2017, 29, 735–741.
[16] S. M. Wang, X. H. Yu, Z. J. Lin, R. F. Zhang, D. W. He, J. Q. Qin, J. L. Zhu,
J. Han, L. Wang, H. K. Mao, et al., Chem. Mater. 2012, 24, 3023–3028.
[17] S. Wang, D. Antonio, X. Yu, J. Zhang, A. L. Cornelius, D. He, Y. Zhao, Sci.
Rep. 2015, 5, 13733.
Eur. J. Inorg. Chem. 2019, 3667–3671 www.eurjic.org © 2019 The Authors. Published by Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim3671
[18] L. Lei, W. Yin, X. Jiang, S. Lin, D. He, Inorg. Chem. 2013, 52, 13356–13362.
[19] F. Kawamura, H. Yusa, T. Taniguchi, Appl. Phys. Lett. 2012, 100, 251910.
[20] S. D. Kloß, W. Schnick, Angew. Chem. Int. Ed. 2019, 58, 7933–7944; Angew.
Chem. 2019, 131, 8015.
[21] A. Kafizas, C. J. Carmalt, I. P. Parkin, Coord. Chem. Rev. 2013, 257, 2073–
2119.
[22] A. Salamat, K. Woodhead, S. I. U. Shah, A. L. Hector, P. F. McMillan, Chem.
Commun. 2014, 50, 10041–10044.
[23] S. B. Schneider, R. Frankovsky, W. Schnick, Inorg. Chem. 2012, 51, 2366–
2373.
[24] S. B. Schneider, R. Frankovsky, W. Schnick, Angew. Chem. Int. Ed. 2012,
51, 1873–1875; Angew. Chem. 2012, 124, 1909.
[25] D. B. Vasilchenko, A. V. Zadesenets, I. A. Baidina, D. A. Piryazev, G. V.
Romanenko, J. Struct. Chem. 2017, 58, 1739–1742.
[26] W. P. Fehlhammer, W. Beck, Z. Anorg. Allg. Chem. 2013, 639, 1053–1082.
[27] K. V. Yusenko, S. Khandarkhaeva, T. Fedotenko, A. Pakhomova, S. A.
Gromilov, L. Dubrovinsky, N. Dubrovinskaia, J. Alloys Compd. 2019, 788,
212–218.
[28] S. V. Korenev, A. B. Venediktov, K. V. Yusenko, Y. V. Shubin, Russ. J. Coord.
Chem. 2000, 26, 358–360.
[29] T. I. Asanova, I. P. Asanov, M.-G. Kim, M. Gorgoi, J. Sottmann, S. V. Korenev,
K. V. Yusenko, New J. Chem. 2018, 42, 5071–5082.
[30] S. A. Martynova, P. E. Plyusnin, T. I. Asanova, I. P. Asanov, D. P. Pishchur,
S. V. Korenev, S. V. Kosheev, S. Floquet, E. Cadot, K. V. Yusenko, New J.
Chem. 2018, 42, 1762–1770.
[31] K. V. Yusenko, S. Riva, P. A. Carvalho, M. V. Yusenko, S. Arnaboldi, A. S.
Sukhikh, M. Hanfland, S. A. Gromilov, Scr. Mater. 2017, 138, 22–27.
[32] D. E. LaValle, R. M. Steele, W. T. Smith, J. Inorg. Nucl. Chem. 1966, 28,
260–263.
[33] S. P. Khranenko, E. A. Bykova, A. V. Alexeyev, A. P. Tyutyunnik, S. A. Gromi-
lov, J. Struct. Chem. 2012, 53, 521–526.
[34] E. Bykova, Single-Crystal X-ray Diffraction at Extreme Conditions in Mineral
Physics and Material Sciences, University of Bayreuth, 2015.
[35] K. Niwa, T. Terabe, K. Suzuki, Y. Shirako, M. Hasegawa, J. Appl. Phys. 2016,
119, 065901.
[36] R. Yu, Q. Zhan, L. C. De Jonghe, Angew. Chem. Int. Ed. 2007, 46, 1136–
1140; Angew. Chem. 2007, 119, 1154.
[37] A. Kjekshus, B. Nolander, P. Klæboe, S. J. Cyvin, I. Lagerlund, L. Ehrenberg,
Acta Chem. Scand. 1971, 25, 411–422.
[38] E. R. Hernández, E. Canadell, J. Mater. Chem. 2008, 18, 2090–2095.
[39] W. Sun, A. Holder, B. Orvañanos, E. Arca, A. Zakutayev, S. Lany, G. Ceder,
Chem. Mater. 2017, 29, 6936–6946.
[40] G. M. Sheldrick, Acta Crystallogr., Sect. A 2008, 64, 112–122.
[41] H. K. Mao, J. Xu, P. M. Bell, J. Geophys. Res. 1986, 91, 4673–4676.
[42] H.-P. Liermann, Z. Konôpková, W. Morgenroth, K. Glazyrin, J. Bednarčik,
E. E. McBride, S. Petitgirard, J. T. Delitz, M. Wendt, Y. Bican, et al., J. Syn-
chrotron Radiat. 2015, 22, 908–924.
[43] G. M. Sheldrick, Acta Crystallogr., Sect. A Found. Adv. 2015, 71, 3–8.
[44] V. Petříček, M. Dušek, J. Plášil, Z. Kristallogr. - Cryst. Mater. 2016, 231, 583–
599.
Received: May 3, 2019
